(19) 



J 



Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(11) 



EP 0 984 095 A1 



(12) 



EUROPEAN PATENT APPLICATION 

published in accordance with Art. 158(3) EPC 



(43) Date of publication: 


(51) Intel 7 : D06M 13/184, D06M 13/248, 


08.03.2000 Bulletin 2000/10 


UUbM \olodd, UUlrll/UU, 


(21) Application number: 98914127.0 


B01D 39/14, B01D 39/16, 


C09K 3/00 


(22) Date of filing : 21 .04.1 998 






(86) International application number: 




PCT/JP98/01835 




(87) International publication number: 




WO 98/48098 (29.1 0.1 998 Gazette 1 998/43) 


(84) Designated Contracting States: 


(72) Inventors: 


DE FR GBNL 


• NAMBU, Nobuyoshi 




Mie-ken 510-0944 (JP) 


(30) Priority: 22.04.1997 JP 10499697 


• ITO, Osamu 


(71) Applicants: 


Mie-ken 510-096 (JP) 


• SATO, Shiho 


• Chelest Corporation 


Mie-ken 510-0948 (JP) 


Abeno-ku, Osaka-shi, Osaka-fu 545-00051 (JP) 


• Chubu Chelest Co. Ltd. 


(74) Representative: 


Abeno-ku, Osaka-shi, Osaka-fu 545-0051 (JP) 


Muller-Bor6 & Partner 




Patentanwdlte 




Grating er Strasse 2 




81671 Munchen (DE) 



(54) METAL CHELATE-FORMING FIBERS, PROCESS FOR PRODUCING THE SAME, PROCESS 
FOR SEQUESTERING WITH THE SAME, AND FILTER PRODUCED THEREFROM 



(57) The present invention provides a novel fibrous 
chelate-forming material to which a capability of forming 
a chelate with metal is imparted by introducing a spe- 
cific acyl group represented by the following general for- 
mula [1] or [2], and also discloses a novel process for 
producing a chelate-forming fiber, a process for seques- 
tering with the same, and a filter capable of simultane- 
ously removing impurities and metal ions in a fluid is 
imparted using the chelate-forming fiber. 



II 
o 



[1] 



^x; 

S II I 

2 O M* 

00 
O) 

o 
Ql 

LU 



[2] 



Primed by Xerox (UK) Business Services 

2 16 7/36 (Cont. next oaae) 



EP 0 984 095 A1 

[wherein each symbol is as defined in the specification.] 
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Description 

Technical Filed 

5 [0001 ] The present invention relates to a fiber having a capability of forming a metal chelate, a process for producing 
the same, a method for sequestering metal ions with the same, and a filter to which a performance of removing impuri- 
ties and metal ions in a fluid is imparted using the fiber as a filter material. This fiber can be widely utilized for purification 
of various fluids, for example, aqueous fluids including factory waste water, potable water, etc., non-aqueous fluids 
including edible oil and fat, etc. and gases including air, etc. because of its efficient performance of capturing a trace 

10 amount of metal ions contained in water, for example, harmful heavy metal ions including copper, zinc, nickel, cobalt, 
etc. even in a low pH range. 

Background Art 

75 [0002] Various harmful metal ions are sometimes contained in industrial exhaust water and must be sufficiently 
removed by a waste water disposal in view of prevention of environmental pollution. There are many metal ions which 
can be utilized effectively as heavy metals and it serves double purposes to utilize them as a secondary resource after 
separation and recovery. 

[0003] Heretofore, an ion exchange resin has widely been utilized to remove metal ions in exhaust water, but its effect 
20 of selectively adsorbing and capturing low concentration of metal ions is not sufficient necessarily. A chelate resin hav- 
ing a property of forming a chelate with heavy metal ions has also been utilized effectively to remove harmful heavy 
metals in the field of water treatment because of its particularly excellent selective capturing property to heavy metal 

ions. 

[0004] However, almost all of these known chelate resins are beads-like or granular resins wherein iminodiacetic acid 

25 skeletons are introduced into a polycondensate having a rigid three-dimensional crosslinked structure, such as styrene- 
divinylbenzene resin, phenol-formaldehyde resin, etc. and a rate of diffusion and permeation of metal ions or regener- 
ants into the resin is small and, therefore, a treatment efficiency is low. To enhance the rate of capturing or regeneration 
of metal ions by enhancing the rate of diffusion and permeation of the metal ions or regenerants, there has been pro- 
posed a method of reducing a particle diameter of the chelate resin thereby to enhance a surface area and to enhance 

30 a contact effective area with a fluid to be treated. However, since the particle diameter of the chelate resin must be 
reduced, not only handling becomes troublesome due to scatter of the chelate resin, but also a resistance to liquid pas- 
sage of a layer filled with a chelate resin increases on water treatment and the treatment efficiency is lowered. In the 
case of disposal of the used chelate resin whose regenerating capability is lost, problems such as difficulty in incinera- 
tion and complicated volume reduction had been pointed out for beads-like or granular chelate resin. 

35 [0005] Under these circumstances, the present invention has been accomplished and an object of the present inven- 
tion is to provide a novel fibrous chelate-forming material which has an excellent metal chelate-forming capability and 
can easily performing a regenerating treatment or disposal after use, and to establish a process for producing the fiber. 
Another object of the present invention is to provide a method for efficiently capturing metal ions contained in aqueous 
or non-aqueous liquids, or gases such as exhaust gas, etc. using the fiber. Still another object of the present invention 

40 is to provide a filter which can simultaneously remove insoluble impurities and metal ions contained in a fluid using the 
chelate-forming fiber as a filter material. 

Disclosure of the Invention 

45 [0006] The metal chelate-forming fiber according to the present invention, which could have solved the above prob- 
lems, refers to a metal chelate-forming fiber which has, in a fiber molecule, an acyl group represented by the following 
general formula [1] or [2] as a chelate-forming functional group: 
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v. 



X 



— c 



[1] 



[wherein X represents a residue in which one carboxyl group is eliminated from monocarboxylic acid or dicarbo- 
xylic acid; 

V represents hydrogen or a carboxyl group; 
M represents hydrogen; or 



(wherein R 1 represents a residue in which one hydrogen is eliminated from a carbon chain in an alkylene group, R 2 
represents a direct bond or an alkylene group, Y 1 and Y 2 are the same or different and each represents hydrogen, 
a carboxyl group, an amino group, a hydroxy group or a thiol group, n is an integer of 1 to 4, NT represents hydrogen 
or 



(wherein R 3 represents a residue in which one hydrogen is eliminated from a carbon chain in an alkylene group, R 4 
represents a direct bond or an alkylene group, and Y 3 and Y 4 are the same or different and each represents hydro- 
gen, a carboxyl group, an amino group, a hydroxy group or a thiol group)); and 

Z represents hydrogen or has the same meaning as that of M, with the proviso that Z and M are the same or differ- 
ent] 



R 2 — Y 1 



— (N — R l ) n — Y 2 



M' 



— R 3 — R 4 — Y 3 



Y 4 




[2] 



[wherein V, X, Z and M' are as defined above]. 



[0007] In the above general formulas, particularly preferred examples of the alkylene group in the "residue in which 
one hydrogen is eliminated from a carbon chain in an alkylene group" represented by R 1 and R 3 include lower alkylene 
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groups having 1 to 6 carbon atoms. Among them, methylene is particularly preferred. 

[0008] The "direct bond or an alkylene group" represented by R 2 and R 4 includes, for example, direct bond or lower 
alkylene groups having 1 to 6 carbon atoms. Among them, direct bond or methylene group is particularly preferred. 
[0009] Y 1 to Y 4 are the same or different and each represents hydrogen, a carboxyl group, an amino group, a hydroxy 
5 group or a thiol group. Among them, a carboxyl group is particularly preferred. 

[0010] The fiber as a base of the chelate-forming fiber includes, for example, natural fibers or regenerated fibers of 
vegetable or animal, or various synthetic fibers. 

[001 1 ] The process according to the present invention specifies a process capable of producing the chelate-forming 
fiber as described above in a simple and efficient manner, which comprises reacting a fiber having, in a molecule, a 
w functional group, which is reactive with an acid anhydride group having a reactive double bond, and further reacting the 
reaction product with a metal chelate-forming compound. 

[0012] Preferred examples of the functional group, which is reactive with the acid anhydride, contained in the fiber 
molecule include hydroxyl group, amino group, imino group, glycidyl group, isocyanate group, aziridinyl group, thiol 
group and the like. These functional groups may be groups contained originally in the fiber, or those introduced by mod- 
15 ification. 

[0013] Preferred compounds to be used to impart the metal chelate-forming capability include, for example, com- 
pounds which have a reactivity with a reactive double bond and also have at least one group capable of exhibiting a 
chelate-forming property selected from the group consisting of amino group, imino group and thiol group. Among them, 
a compound having, in a molecule, a carboxyl group, together with an amino group, an imino group or a thiol group, is 
20 particularly preferred. 

[0014] When the chelate-forming fiber is brought into contact with a fluid containing metal ions, the metal ions in the 
fluid can be efficiently captured as a chelate, thereby making it possible to effectively utilize as a method for removing 
or capturing metal ions. Furthermore, when using this chelate-forming fiber as a constituent material of a filter, insoluble 
impurities and metal ions contained in a fluid can be efficiently removed. Therefore, this filter can be utilized as a filter 
25 for purification of various fluids, very effectively. 

Brief Description of the Drawings 

[0015] 

30 

Fig. 1 is a graph showing the results of a metal ion capturing test of the chelate fiber A obtained in the example; 
Fig. 2 is a graph showing the results of a metal ion selective capturing test of the chelate fiber B obtained in the 
example; Fig. 3 is a graph showing the results of a metal ion selective capturing test of a commercially available 
beads-like chelate resin; Fig. 4 is a graph showing a relation between the copper ion concentration and the captur- 

35 ing (adsorbing) rate of the chelate fiber A obtained in the example as compared with a commercially available 
beads-like chelate resin; Fig. 5 is a graph showing a relation between the copper ion concentration and the captur- 
ing (adsorbing) rate of the chelate fiber B obtained in the example as compared with a commercially available 
beads-like chelate resin; and Fig. 6 is a graph showing a break-through curve of the chelate fiber A according to 
the present invention as compared with a commercially available beads-like chelate resin, when using copper ions 

40 as a subject for capturing a chelate. 

Best Mode for Carrying Out the Invention 

[001 6] As described above, the chelate-forming fiber of the present invention is a fiber having, in a fiber molecule, an 
45 acyl group(s) represented by the general formulas [1] and/or [2] as a chelate-forming functional group, and a metal 
chelate-forming functional group such as a carbonyl group and N or S and, more preferably a carboxyl group, which are 
contained in the acyl group, forms a chelate with metal ions, thereby to exhibit a function of capturing the metal ions. 
[0017] The acyl group constituting such a chelate-forming functional group may be any one which contains N or S, 
together with a carbonyl group, as described above. Among them, an acyl group having a carboxyl group, together with 
so a carbonyl group and N or S, is particularly preferred. 

[0018] Such an acyl group is introduced by reacting a fiber having, in a molecule, a functional group, which is reactive 
with an acid anhydride group, with an acid anhydride having a reactive double bond, and further reacting the reaction 
product with a metal chelate-forming compound, as described hereinafter. 

[001 9] On introduction of the acyl group, there is employed a method of introducing an acid anhydride into a functional 
55 group in a fiber molecule, and adding a metal chelate-forming compound to a reactive double bond contained in the acid 
anhydride. When using an intramolecular anhydride such as maleic anhydride as the acid anhydride, in case where the 
acid anhydride group reacts with the reactive functional group in the fiber molecule, one of them is converted into a car- 
boxyl group, thereby to introduce an acyl group wherein a substituent V in the formulas [1] and [2] is a carboxyl group. 
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On the other hand, when using an intermolecular anhydride such as acrylic anhydride as the acid anhydride, in case 
where the acid anhydride group reacts with the reactive functional group in the fiber molecule, one acid is eliminated, 
thereby to introduce an acyl group wherein a substituent V in the formulas [1] and [2] is hydrogen. 
[0020] The substituent V in the formulas [1] and [2] varies depending on the case where the acid anhydride to be used 

5 first to introduce the acyl group into the fiber molecule is an intramolecular anhydride or intermolecular anhydride. 
According to the latter method, i.e. method using the intramolecular anhydride, carboxylic acid component is eliminated 
and consumed wastefully on introduction of the fiber molecule. To the contrary, according to the former method, i.e. 
method using the intermolecular anhydride, the acyl group and carboxyl group having a high chelate-forming capability 
can be introduced simultaneously into the fiber molecule, which is preferred. 

10 [0021] As the metal chelate-forming compound to be added to the reactive double bond in the introduced acid anhy- 
dride group after introducing the acid anhydride into the fiber molecule, for example, there can be used various com- 
pounds which have an addition reactivity with the reactive double bond and also contain N or S having a metal chelate- 
forming property in the molecule. Among them, a compound having one or more carboxyl groups, together with N or S, 
is particularly preferred. 

is [0022] The metal chelate-forming fiber thus obtained has a metal chelate-forming functional group in a molecule, and 
a carboxyl group, nitrogen atom, sulfur atom and carboxylic acid contained in the metal chelate-forming functional group 
exhibit an excellent chelate-forming capability with heavy metal ions such as copper, zinc, nickel, cobalt, etc. and the 
metal chelate-forming functional group is exposed on the surface of the fiber. Therefore, the metal chelate-forming func- 
tional group exhibits an excellent metal ion-capturing property. 

20 [0023] In the present invention, the kind of the base fiber, to which the metal chelate-forming capability is imparted, 
is not specifically limited and, for example, there can be used various vegetables fibers including cotton, hemp, etc.; var- 
ious animal fibers including silk, wool, etc.; regenerated fibers including viscose rayon, etc.; and synthetic fibers includ- 
ing polyamide, acryl, polyester, etc. These fibers may also be those which are modified, if necessary. 
[0024] Among these base fibers, vegetable and regenerated fibers have, in a molecule, a hydroxyl group, while animal 

25 fibers have, in a molecule, an amino group. Since these groups act as a functional group, which is reactive with an acid 
anhydride group, these fibers can be effectively utilized as a base fiber without requiring noticeable modification. In 
some case, it is also effective to enhance the reactive activity with the acid anhydride group by further modifying these 
fibers. When a functional group, which is reactive with the acid anhydride group, is not contained in the fiber molecule, 
reactive functional groups such as hydroxyl group, amino group, imino group, glycidyl group, isocyanate group, aziridinyl 

30 group, thiol group, etc. may be introduced by any method. By this method, any fibers can be effectively utilized. 

[0025] The form of the above base fiber is not also specifically limited, and may be monofilament or multifilament of 
long fibers, spun yarn of short fibers, woven or knitted fabric produced by weaving or knitting them, and non-woven fab- 
ric or string. It is also possible to use fibers produced by using two or more kinds of fibers in combination, or a 
woven/knitted fabric or string thereof. 

35 [0026] According to the process of the present invention, a metal chelate-forming capability is imparted to a fiber by 
reacting an acid anhydride having a reactive double bond with an reactive functional group in a fiber molecule to intro- 
duce a reactive double bond into the fiber molecule, and reacting a metal chelate-forming compound with the reactive 
double bond, as described above. 

[0027] The acid anhydride having a reactive double bond to be used herein may be any compound having, in a mol- 
40 ecule, an acid anhydride group and a reactive double bond, and preferred specific examples thereof include maleic 
anhydride, itaconic anhydride, aconitic anhydride, citraconic anhydride, maleic methyl cyclohexene tetracarboxylic 
anhydride, endo methylenetetrahydrophthalic anhydride, chlorendic anhydride, crotonic anhydride, acrylic anhydride, 
methacrylic anhydride and the Like. Among them, an intramolecular anhydride of dibasic acid is particularly preferred 
for the reason described above. In view of the reaction efficiency and cost on introduction into the fiber molecule, maleic 
45 anhydride and itaconic anhydride are particularly preferred. 

[0028] When the acid anhydride having a reactive double bond is reacted with the fiber in a polar solvent such as N,N'- 
dimethylformamide, dimethyl sulfoxide, etc. at about 60-100°C for 30 minutes to several hours, if necessary, using a 
reaction catalyst, the reactive functional group in the fiber molecule is bonded with the acid anhydride group as a result 
of the reaction, thereby to introduce a group having a reactive double bond into the fiber molecule. 
so [0029] Then, when a metal chelate-forming compound is reacted with the fiber, into which the reactive double bond 
is introduced, the metal chelate-forming compound is added in the form of a pendant in the fiber molecule, thereby to 
impart a metal chelate-forming capability to the fiber. 

[0030] As the metal chelate-forming compound, for example, there can be used a compound which has, in a mole- 
cule, a functional group having reactivity with a reactive double bond. Particularly preferred functional group having 
55 reactivity with the reactive double bond includes amino group, imino group and thiol group, and these groups react eas- 
ily with the reactive double bond and N or S in these groups exhibit a metal chelate-forming capability. When using the 
intramolecular acid anhydride, one carboxyl group is introduced simultaneously in the step of adding to the fiber mole- 
cule, as described above, and also exhibits a metal chelate-forming capability. 
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[0031] Since the carbonyl group is introduced and exhibits a metal chelate-forming capability, together with N or S, 
the presence of the carboxyl group in the metal chelate-forming compound itself is not essential. The chelate-forming 
capability is effectively exhibited by an interaction between Nor S and a carboxyl group, which coexist in the same mol- 
ecule, and therefore a compound having, in a molecule, at least one group selected from the group consisting of amino 
5 group, imino group and thiol group .together with carboxyl group is preferably used as the metal chelate-forming com- 
pound. 

[0032] Specific examples of the metal chelate-forming compound having, in a molecule, at least one group selected 
from the group consisting of amino group, imino group and thiol group include polyamines such as ethylenediamine, 
diethylenetriamine, triethylenetetramine, tetraethylenepentamine, pentaethylenehexamine, etc.; monoamines such as 

10 ethylamine, propylamine, butylamine, diethylamine, dibutylamine, monoethanolamine, diethanolamine, etc.; and thiols 
such as 2-mercaptoethanol, thioglycerin, thiophenol, etc. Examples of the metal chelate-forming compound having a 
carboxyl group in combination include amino acid such as glycine, alanine, aspargic acid, glutamic acid, etc., imino- 
diacetic acid, iminodisuccinic acid, ethylenediaminediacetic acid, ethylenediaminetriacetic acid, ethylenediaminedisuc- 
cinic acid, thioglycolic acid, thiomalic acid, thiosalicylic acid, mercaptopropionic acid, etc. Among them, iminodiacetic 

15 acid and thiomalic acid are particularly preferred. 

[0033] The method of reacting the metal chelate-forming compound with the fiber, into which an acid anhydride having 
a double bond is introduced, is not specifically limited, but may be a method of reacting the fiber with the metal chelate- 
forming compound in water or a polar solvent such as N.N'-dimethylformamide, dimethyl sulfoxide, etc. at about 10- 
100°C for 30 minutes to several hours, if necessary, using a reaction catalyst. As a result of this reaction, the reactive 

20 double bond introduced into the fiber molecule is reacted with the amino group, imino group or thiol group, thereby to 
introduce a metal chelate-forming group into the fiber molecule in the form of a pendant. 

[0034] As shown in the following scheme, typical examples of such a reaction will be specifically illustrated with 
respect to the case where cotton is used as the fiber, maleic anhydride is used as the acid anhydride, and iminodiacetic 
acid, ethylenediaminediacetic acid, ethylenediaminedisuccinic acid, iminodisuccinic acid, thioglycolic acid or thiomalic 
25 acid is used as the metal chelate-forming compound, respectively. 
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[0035] In the above scheme, the case where a hydroxy! group in a fiber molecule is reacted with an acid anhydride 
was typically illustrated, but the case where other reactive functional groups such as amino group, imino group, glycidyl 
group, isocyanate group, aziridinyl group, thiol group, etc. in the fiber molecule are utilized may be considered in the 
same manner and the case where the acid anhydride other than maleic anhydride is utilized may also be considered in 
the same manner. Furthermore, the case where compounds other than those mentioned above are used as the metal 
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15 



45 



chelate-forming compound which is allowed to react with the reactive double bond to be introduced by the addition of 
the anhydride may also be considered in the same manner. 

[0036] That is, the kind of the acyl group represented by the formula [1] or [2] to be introduced into the chelate fiber 
according to the present invention can vary widely depending on the combination of the acid anhydride and metal 
chelate-forming compound used in the production of the acyl group. Accordingly, the acyl group includes various acyl 
groups mentioned below, in addition to those shown in the above formulas. 
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[0037] In the present invention, the reaction between the fiber and the acid anhydride and the reaction between the 
fiber and the metal chelate-forming compound are usually conducted successively in the manner as described above, 
but the introduction of the reactive double bond and reaction on introduction of the metal chelate-forming compound can 
also be conducted simultaneously by coexistence of the acid anhydride and metal chelate-forming compound with the 
fiber according to the reaction system. 

[0038] The amount of the metal chelate-forming functional group to be introduced into the fiber can be optionally con- 
trolled by the amount of the reactive functional groups in the fiber molecule, the amount of the acid anhydride used in 
the above reaction on introduction, the amount of the metal chelate-forming compound or the reaction conditions. To 
impart sufficient metal chelate-forming capability to the fiber, the amount is preferably controlled so that the substitution 
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rate calculated by the following equation becomes 5% by weight or more, more preferably 1 0% by weight or more. 

Substitution rate (% by weight) = [(weight of fiber after introduction of metal chelate-forming functional group 
— weight of fiber after reaction with acid anhydride)/ (weight of fiber after 
5 reaction with acid anhydride)] x 100 

[0039] To enhance the metal chelate-forming capability, the higher the above substitution rate, the better. Accordingly, 
the upper limit of the substitution rate is not specifically limited. When the substitution rate becomes too high, the crys- 

10 tailizability of the substituent-introduced fiber is enhanced and the fiber tends to become weak Furthermore, when 
using the chelate resin as a filtering material or filter for removing or capturing metal, a pressure loss tends to increase. 
Therefore, the substitution rate is preferably about 100% by weight or less, more preferably about 50% by weight or 
less, synthetically considering utility as the metal chelate-forming fiber and economical efficiency. According to the func- 
tional group and acid anhydride compound in the fiber molecule, the kind of the metal chelate-forming compound, and 

15 purposes, the metal chelate-forming capability can also be enhanced by controlling to high substitution rate such as 
100-200% by weight. 

[0040] The metal chelate-forming fiber obtained as described above can be obtained in the form of monofilament, 
multifilament, spun yarn, non-woven fabric, woven or knitted fabric, or string, which has any properties, according to the 
properties of the base fiber to be used. Any way, since substantially all of the above-described groups having the metal 

20 chelate-forming property introduced into the molecular surface of the fiber having a fine diameter effectively exhibit the 
metal chelate-forming capability, the metal chelate-forming fiber exhibits a noticeably superior metal capturing rate than 
that of those having a conventional resin capturing material. Moreover, this fiber exhibits an excellent metal ion-captur- 
ing capability, particularly excellent capturing capability to heavy metal ions, even in neutral and low pH range or even 
when applied to water having a low metal ion concentration to be treated, as it is made clear in examples described 

25 hereinafter. 

[0041 ] That is, according to the present invention, the following better advantages than those of a conventional chelate 
resin are given by taking the form of the fiber. 

( 1 ) A conventional chelate resin forms a chelate on the granular surface and pore portions. However, since diffusion 
30 rate of the pore portion is low and substantially all functional groups can not contribute to chelate capturing, effec- 
tive utilization rate of the whole chelate resin is considerably low and the absolute amount of elements, which can 
be captured, becomes insufficient necessarily. In the present invention, since all of the chelate-forming functional 
groups introduced into the fiber surface are effectively utilized for chelate capturing of the metals, considerably high 
chelate capturing capability can be obtained by using it in a small amount. 
35 (2) Moreover, in a conventional chelate resin, since diffusion in the pore portion proceeds slowly as described in 
the above item (1), a sufficient capturing effect can not be obtained without contacting the granular chelate resin 
with the solution to be treated for considerably long time. When the particle diameter is decreased excessively to 
enlarge substantially effective specific surface area, a loss in pressure becomes large and, therefore, it can not be 
utilized substantially for removing metals in the gas. However, according to the chelate-forming fiber of the present 
40 invention, high contact efficiency can be easily obtained even in the case of the gas because of its large effective 
surface area. If the fiber-packed layer is increased, if necessary, a trace amount of metal components contained in 
the gas can be efficiently captured. 

(3) For the reason as described in the above item (2), a conventional chelate resin can be substantially utilized only 
for capturing metals in the liquid. However, the chelate-forming fiber of the present invention can be effectively used 

45 for not only the liquid, but also metal components contained in the gas, such as air, exhaust gas, etc., by making 
use of its excellent specific surface area. 

(4) Since a chelate-forming functional group is exposed to the fiber surface, an adsorption rate is high and a break- 
through curve shows good steep rising. 

(5) On drying, a conventional chelate resin generally becomes weak and is converted into fine powder and, there- 
50 fore, it becomes impossible to put to practical use. The chelate fiber of the present invention does not becomes brit- 
tle on drying because a chelate-forming functional group is introduced into the fiber material. 

(6) In the case of a conventional chelate resin, the form on use is limited according to the shape of a packing con- 
tainer. However, a chelate resin can be used in any form by converting into the form of a non-woven fabric or a 
woven/knitted fabric, or a string. 

55 (7) In the case of a conventional chelate resin, the porosity is automatically decided by the particle diameter. How- 
ever, in the case of a chelate fiber, the packing density (apparent density) can be optionally modified and the poros- 
ity can be freely controlled. 

(8) When a metal component is captured as described above using the chelate-forming fiber of the present inven- 
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tion and then treated with an aqueous strong acid solution such as hydrochloric acid, sulfuric acid, etc., metal cap- 
tured after forming a chelate can be easily eliminated, thereby making it possible to easily regenerate and to 
effectively recover the component as a valuable component from the regenerated solution. 

5 [0042] Accordingly, when this fiber is brought into contact with a liquid containing the irrigation water containing heavy 
metals, specifically the fiber is layered in an optional thickness, or packed in a column and penetrated with a liquid to be 
treated, heavy metal ions contained in the liquid to be treated can be effrfiently captured and the liquid to be treated is 
purified and, moreover, the heavy metal component can be effectively removed from the liquid to be treated. 
[0043] Furthermore, the chelate-forming fiber of the present invention can be effectively utilized for not only removal 

10 of metal ions from an aqueous liquid, but also removal of metal from the following aqueous liquid, or gas such as waste 
gas. 

a. Removal of metals from various edible oils and fats or fatty acids: 

15 [0044] Compounds containing metal elements in a molecule, e.g. hemoglobin of animals or chlorophyll of plants as a 
production source, are included in edible oils and fats or fatty acids sometimes, or a trace amount of metals is often 
included in a modification step and it is confirmed that these metals accelerate deterioration of the edible oils and fats 
or fatty acids due to oxidation. When using the chelate-forming fiber of the present invention, a trace amount of these 
metals can be captured as a chelate, thereby making it possible to prevent deterioration of the edible oils and fats or 

20 fatty acids. 

b. Removal of metals from industrial oils such as cutting oil, lubricant oil, etc. 

[0045] A trace amount of metals derived from metal catalysts used in the production or modification is also included 
25 in these industrial oils sometimes, and it is also known that a trace amount of these metals accelerate deterioration due 
to oxidation. The chelate-forming fiber of the present invention can also be utilized effectively to remove metals from 
these industrial oils. 

c. Removal of metals from various organic solvents or polymerizable monomer components 

30 

[0046] A trace amount of metals derived from metal compounds as a catalysts for decomposition, oxidation or reduc- 
tion used in the production step is also included sometimes, and these metals exert an adverse influence on a solute 
or a trace amount of metals causes an unexpected damage sometimes when using to wash precision parts such as 
electronic materials, semiconductors, etc. A trace amount of metals, which are included in the polymerizable monomer, 
35 causes abnormal caulking sometimes. When using the chelate-forming fiber of the present invention, a trace amount 
of metals can be removed from these organic solvents or polymerizable monomers 

d. Removal from various liquid resins 

40 [0047] When using resins as paint, film, electronic insulating material, etc., a trace amount of metals, which are 
included in the liquid resin, accelerates discoloration or deterioration of physical properties or inhibits an insulating prop- 
erty as the electronic insulating material after curing the resin sometimes. When using the chelate-forming fiber of the 
present invention, a trace amount of metals can be removed effectively from these polymer materials, thereby making 
it possible to prevent the damage described above. 

45 

e. Removal of metals in gas 

[0048] A trace amount of metals is included in an exhaust gas from an equipment for treatment of heavy metals and 
causes an environmental pollution sometimes. In the case of an air-conditioning equipment of a clean room, such as 
50 equipment for treatment of semiconductor, inclusion of a trace amount of metal ions causes deterioration of quality. 
When utilizing the chelate-forming fiber of the present invention, these metals can also be captured and removed effi- 
ciently. 

[0049] In the above description, an example of utilizing the metal chelate-forming fiber only for capturing a chelate of 
metals was described. However, when a filter is made by using the metal chelate-forming fiber of the present invention 
55 and the fluid described above is treated by using the filter, not only the metal component in the fluid to be treated can 
be captured as a chelate, but also fine insoluble impurities which are included in a solid state can be removed, thereby 
making it possible to further promote purification of the fluid to be treated. Therefore, it is preferred. 
[0050] The construction of the filter (the term "filters" used in the present invention refers to a filter member or a filter 
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equipment to which the filter member is assembled) itself is not special noticeably, and can be formed in the same man- 
ner as in case of filters having all known structures, for example, structure obtained by using the above metal chelate- 
forming fiber as a portion or whole constituent material according to the purpose, forming the material into a mat having 
a single- or multi-layer structure made of a woven/knitted or non-woven fabric having any space between fibers and 
assembling the mat to a suitable substrate, structure obtained by winding a string of a chelate-forming fiber around an 
air-permeable substrate cylinder in a twill pattern several times, structure obtained by folding a woven/knitted fabric or 
non-woven sheet made of the same fiber in a pleats pattern and assembling the resultant to a substrate member, bag 
filter obtained by forming a woven/knitted fabric made by using the same fiber into a bag and the like. 
[0051] All filter materials may be also composed of the above chelate-forming fiber, or a purification effect can also 
be enhanced at a comparatively low cost by using the chelate-forming fiber in combination with a normal filter material 
for filtration in a proper ratio according to the content of a ratio of insoluble impurities/metals contained in the fluid to be 
treated (lamination). 

[0052] Using a fiber to which a metal chelate-forming capability is previously imparted by the method described 
above, filters having various structures described above can be formed after forming the fiber into a woven/knitted fab- 
ric, non-woven fabric or string. Alternatively, a filter material of a fiber having a functional group in a molecule, which is 
reactive with an acid anhydride, is assembled to a filter and then a metal chelate-forming capability can also be 
imparted to the filter material by reacting with an acid anhydride having a reactive double bond and further reacting with 
a metal chelate-forming compound. 

Examples 

[0053] The examples of the present invention will be illustrated but the present invention is not limited to the following 
examples, and modifications can be made without departing from the purports described hereinabove and hereinafter 
and are also included in the technical scope of the present invention. 

Example 1 (production of chelate fiber A) 

[0054] In a solution prepared by dissolving 50 g of maleic anhydride in 100 ml of N.N'-dimethylformamide, 1 .0 g of a 
cotton fabric (unbleached cotton unit) was dipped and subjected to a heat treatment at 80°C for 10 hours. Then, the 
heat-treated cotton fabric was washed with acetone and distilled water, dehydrated and dried at 20°C for 15 hours to 
obtain 1 .23 g of a fiber, into which a reactive double bond is introduced. 

[0055] To a solution prepared by adding 20.2 g of iminodiacetic acid to 100 ml of distilled water and adjusting to pH 
10 using sodium hydroxide, the above fiber into which a reactive double bond is introduced was dipped and subjected 
to a heat treatment at 25°C for 1 5 hours. Then, the treated fiber was sufficiently washed with distilled water, dehydrated 
and dried at 20°C for 15 hours to obtain 1.49 g of a fiber (chelate fiber A: substitution rate of 21.1%) having a metal 
chelate-forming capability. 

[0056] 0.1 g of the resulting chelate fiber A was added to 50 ml of an aqueous diluted sulfuric acid solution containing 
copper, zinc, nickel and cobalt (5 mmol/l each) wherein the pH is adjusted within a range from 2 to 7 and, after stirring 
at 20°C for 20 hours, a decrease in amount of each metal ion was examined. 

[0057] The results are as shown in Fig. 1 . As is apparent from Fig. 1 , this chelate fiber A has an excellent capturing 
performance to any metal ions of copper, zinc, nickel and cobalt and exhibits a high adsorption activity in a neutral range 
as well as a low pH range. As is also apparent from Fig. 1, since the adsorption activity of the chelate fiber A varies 
considerably depending on the kind of the metal ion, it becomes possible to capture dissolved metal ions selectively in 
the order of decreasing adsorption activity by positively utilizing a difference in adsorption activity, for example, by cap- 
turing selectively copper having a highest adsorption activity and then capturing nickel, zinc and cobalt in order. 

Example 2 (production of chelate fiber B) 

[0058] In a solution prepared by dissolving 20 g of thiomalic acid in 1 00 ml of distilled water, 1 .0 g of a fiber into which 
a reactive double bond is introduced in the same manner as in Example 1 was dipped and subjected to a heat treatment 
at 60°C for 10 hours. Then, the heat-treated cotton fabric was sufficiently washed with distilled water, dehydrated and 
dried at 20°C for 15 hours to obtain 1.23 g of a fiber (chelate fiber B: substitution rate of 23.1%) into which a reactive 
double bond is introduced. 

[0059] Using the resulting chelate fiber B, an adsorption capturing test was conducted in the same procedure as in 
Example 1 . The results shown in Fig. 2 were obtained. As is apparent from Fig. 2, this chelate fiber B also has an excel- 
lent capturing performance to any metal ions of copper, zinc, nickel and cobalt and exhibits a high adsorption activity in 
a neutral range as well as a low pH range. Since the adsorption activity of the chelate fiber B also varies considerably 
depending on the kind of the metal ion, the chelate fiber can be utilized to selectively capture dissolved metal ions in 
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the same procedure as in case of the chelate resin A. 
Comparative Example 1 

[0060] Using a commercially available beads-like styrene-iminodiacetic acid chelate resin (manufactured by Mitsubi- 
shi Chemical Co. under the trade name of "Dia Ion CR1 1"), an adsorption test was conducted in the same procedure 
as in Example 1 . The results are as shown in Fig. 3. The copper ion can be adsorbed and captured even at about pH 
2, while satisfactory adsorption and capturing effect can not be obtained with respect to nickel, zinc and cobalt even if 
the pH is not within a range from 3 to 4. Therefore, it has been found that the dependence of capturing of a chelate on 
pH is high. 

Performance test (copper ion adsorption rate test) 

[0061 J To compare a metal ion adsorption rate of the metal chelate-forming fiber of the present invention with that of 
a commercially available chelate resin, 1 g (calculated based on solid content) of each of the chelate fiber A or B 
obtained above and the beads-like chelate resin used in Comparative Example 1 was swollen by dipping in distilled 
water at 25°C for 15 hours. Then, copper sulfate was added so that the concentration of the copper ion becomes 50 
ppm (total amount: 500 ml) and a change in copper ion concentration in the solution with elapsed time was examined. 
[0062] The results are as shown in Figs. 4 and 5. In case where the commercially available beads-like chelate resin 
is used, it takes about 4 hours until the amount of the copper ion captured is saturated. When using the chelate fiber A 
or B of the present invention, it takes about one hour until the amount of the copper ion is almost saturated. Therefore, 
it has been found that the chelate fiber of the present invention has an absorption capturing rate which is about four 
times as that of the commercially available beads-like chelate resin. 

Example 3 (filter made of chelate-forming fiber and performance thereof) 

[0063] A commercially available cartridge filter (manufactured by Advantic Co. under the trade name of "TCW-1 -CSS", 
nominal pore size: 1 urn) produced by winding a spun yarn made of cotton around a core material made of stainless 
steel in a twill pattern was mounted to a housing made of stainless steel (manufactured by Advantic Toyo Co. under the 
trade name of "1TS") and a solution prepared by dissolving 1000 g of maleic anhydride in 1000 ml of N.N'-diemthylfor- 
mamide was circulated therein at 80°C at a flow rate of 15 liter/minute for 10 hours, using a circulating pump, thereby 
to introduce a reactive double bond into a cotton spun yarn molecule. After the reaction solution was discharged, the 
filter was washed by circulating 3000 ml of an aqueous 30% acetone solution and 3000 ml of distilled water in order. 
[0064] Then, a solution prepared by adding 500 g of iminodiacetic acid (metal chelate-forming compound) to 2000 ml 
of distilled water and adjusting to pH 10 using sodium hydroxide was circulated through the filter having reactive double 
bond at 25°C for 1 5 hours, thereby to introduce a metal chelate-forming functional group into the cotton spun yarn con- 
stituting the filter. Then, circulation and discharge of the waste solution were repeated using distilled water until the 
cleaning solution becomes neutral to obtain a metal chelate-forming filter. 

[0065] The metal chelate-forming filter was mounted to a housing made of polypropylene (manufactured by Advantic 
Toyo Co. under the trade name of "1 PP-1 -FS-000") and a test solution prepared by dispersing 1 .56 g of fine silicon diox- 
ide powders as insoluble impurities having a particle diameter of 10 ^im in 10 liter of an aqueous diluted sulfuric acid 
solution containing Cu, Zn, Ni and Co (50ml each) where the pH is adjusted to pH 3 and circulated therein at 25°C at a 
flow rate of 15 liter/minute for 30 minutes. 

[0066] Then, each concentration of metal ions (Cu 2+ , Zn 2+ , Ni 2+ and Co 2+ ) remained in the test solution was deter- 
mined. As a result, it has been confirmed that any of metal ions was reduced to 1 ppm or less. 1 liter of the test solution 
was passed through a membrane filter having a pore size of 0.1 urn and a removal percentage was determined by 
measuring the residual amount of silicon dioxide. As a result, it has been confirmed that the removal percentage is 97%. 

Example 4 (removal of metals from oils and fats) 

[0067] 0.5 g of the chelate resin produced in Example 1 was dipped in 50 ml of soybean oil containing 634 ppb of Cu, 
57 ppb of Ni, 13 ppb of Mn and 990 ppb of Fe and, after stirring at 25°C for 16 hours, the residual amount of each metal 
in soybean oil was measured. As a result, Cu was reduced to 5 ppb or less, while any of Ni, Mn and Fe was reduced to 
10 ppb or less. 

Example 5 

[0068] The chelate fiber A obtained in Example 1 and the same beads-like styrene-iminodiacetic acid chelate resin 
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as that used in Comparative Example 1 (4 g each) were separately charged in a glass column having a diameter of 10 
mm and an aqueous copper nitrate solution (1 0 mmol/l) was passed through each column at a flow rate of SV = 1 00 hr" 
1 so that the copper ion concentration becomes 10 ppm. Then, each break-through curve was determined by measur- 
ing the copper ion concentration of the effluent. 

[0069] The results are as shown in Fig. 6. When using the beads-like chelate resin, the copper ion effuses without 
being sufficiently captured by the beads-like resin. On the other hand, when using the chelate resin of the present inven- 
tion, nearly complete metal-capturing capability is exhibited until the metal-capturing capability of the chelate fiber is 
saturated. As is apparent from these results, it can be confirmed that the chelate fiber of the present invention has an 
excellent metal ion-capturing capability. 

Effect of the Invention 

[0070] The present invention is constructed as described above. It became possible to provide a fiber having a metal 
ion-capturing performance by introducing a metal chelate-forming functional group represented by the formula [1] or [2]. 
The metal chelate-forming fiber can be introduced in a simple and efficient manner only by a heat treatment using a 
conventional polar solvent without requiring a special equipment such as ionizing radiation after reacting a reactive 
functional group in a fiber molecule with an acid anhydride having a reactive double bond to introduce a reactive double 
bond and reacting the reaction product with a metal chelate-forming compound. 

[0071 ] The metal chelate-forming fiber of the present invention exhibits a superior metal ion-capturing capability than 
that of a conventional chelate resin, and can effectively remove metals contained in various fluids, for example, aqueous 
fluids including irrigation water, etc., non-aqueous liquids, and gases such as exhaust gas. Furthermore, any porous fil- 
ter produced by using the metal chelate-forming fiber can remove not only metal ions but also insoluble impurities con- 
tained in a fluid to be treated, and can be utilized as a filter for purification of various fluids, very effectively. 

Claims 

1 . A metal chelate-forming fiber which has, in a fiber molecule, an acyl group represented by the following general for- 
mula [1] or [2] as a chelate-forming functional group: 



ii 

0 



[1] 



[wherein X represents a residue in which one carboxyl group is eliminated from monocarboxylic acid or dicarboxylic 
acid; 

V represents hydrogen or a carboxyl group; 
M represents hydrogen; or 

R 2 — Y 1 
I 

— (N-R l ) n -Y 2 
I 

M' 



(wherein R 1 represents a residue in which one hydrogen is eliminated from a carbon chain in an alkylene 
group, R 2 represents a direct bond or an alkylene group, Y 1 and Y 2 are the same or different and each repre- 
sents hydrogen, a carboxyl group, an amino group, a hydroxy group or a thiol group, n is an integer of 1 to 4, 
IVT represents hydrogen or 
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— R 3 — R 4 — Y 3 
! 

Y 4 



(wherein R 3 represents a residue in which one hydrogen is eliminated from a carbon chain in an alkylene 
10 group; R 4 represents a direct bond or an alkylene group, Y 3 and Y 4 are the same or different and each repre- 

sents hydrogen, a carboxyl group, an amino group, a hydroxy group or a thiol group)); and 
Z represents hydrogen or has the same meaning as that of M, with the proviso that Z and M are the same or 
different] 



20 




25 

[wherein V, X, Z and M' are as defined above]. 
2. The metal chelate-forming fiber according to claim 1 , wherein the fiber is a natural fiber or a regenerated fiber. 
30 3. The metal chelate-forming fiber according to claim 1 , wherein the fiber is a synthetic fiber. 

4. A process for preparing a fiber having a capability of forming a chelate with metalloid elements and compounds 
thereof, which comprises the step of: reacting a fiber having, in a molecule, a functional group, which is reactive 
with an acid anhydride group, with an acid anhydride having a reactive double bond; and reacting the reaction prod- 

35 uct with a metal chelate-forming compound. 

5. The process for producing a chelate-forming fiber according to claim 4, wherein a fiber having at least one selected 
from the group consisting of hydroxyl group, amino group, imino group, glycidyl group, isocyanate group, aziridinyl 
group and thiol group is used as the functional group which is reactive with the acid anhydride. 

40 

6. The process for producing a chelate-forming fiber according to claim 4 or 5, wherein a compound having, in a mol- 
ecule, at least one selected from the group consisting of amino group, imino group and thiol group, and a carboxyl 
group is used as the metal chelate-forming compound. 

45 7. A method for capturing metal ions, which comprises bringing the metal chelate-forming fiber of any one of claims 
1 to 3 into contact with water containing metal ions to capture the metal ions in water. 

8. A method for capturing metal ions, which comprises bringing the metal chelate-forming fiber of any one of claims 
1 to 3 into contact with an oil containing metal ions to capture the metal ions in the oil. 

50 

9. A method for capturing metal ions, which comprises bringing the metal chelate-forming fiber of any one of claims 
1 to 3 into contact with a gas containing metal ions to capture the metal ions in the gas. 

10. A filter for purification of a fluid, comprising the metal chelate-forming fiber of any one of claims 1 to 3 as a constit- 
55 uent material, to which a capability of removing insoluble impurities and metal ions in the fluid is imparted. 
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FIG. 5 
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